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BINDER RESIN FOR TONER AND ELECTROPHOTOGRAPHIC TONER FOR 
ELECTROSTATIC DEVELOPMENT USING SAID RESIN 

Claims: 

1 . A binder resin for a toner containing a modified polyester type resin (C) 
resulted from a chain-elongation of 55 to 99 weight % of a polyester type resin 
(A) that has a number-average molecular weight (Mn) of 1000 to 50000 and 45 
to 1 weight % of an epoxy group-containing styrene type resin (B) that has a 
number-average molecular weight (Mn) of 1000 to 30000 by polyisocyanate. 

2. A binder resin for a toner according to claim 1 wherein a hydroxyl value 
of the polyester type resin (A) is 5 to 100 mgKOH/g. 

3. A binder resin for a toner according to claims 1 or 2 wherein an epoxy 
equivalent of the epoxy group-containing styrene type resin (B) is 1000 to 
30000 g/equivalent and a styrene unit in the resin is 35 to 99.5 weight %. 

4. A binder resin for a toner according to any of claims 1 to 3 wherein a 
glass transition temperature of the modified polyester type resin (C) is 40°C to 
70°C and a molecular weight distribution (value with the weight-average 
molecular weight (Mw) divided by the number-average molecular weight (Mn), 
that is, Mw/Mn) is 6 or more of the soluble part in tetrahydrofuran. 

5. An electrophotographic toner for electrostatic development using a 
binder resin for a toner as described in any of claims 1 to 4. 



DETAILED EXPLANATION OF THE INVENTION 



[0001] 

Fields of Industrial Application 



The present invention relates to a binder resin for a toner and an 
electrophotographic toner for electrostatic development using the resin. More 
particularly, the present invention relates to a binder resin for a toner and an 
electrophotographic toner for electrostatic development using the resin which 
has excellent fixing properties, anti-offset properties and environmental stability. 
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[0002] 

Description of the Prior Art 

With the progress of the office automation, the demand for copiers and 
laser printers that use electrophotographic methods has dramatically increased 
and performance requirements for such equipment have also become higher. In 
general, in order to obtain a visible image using electrophotography, photo- 
sensitive materials such as selenium, amorphous silicon, organic 
semiconductors or the like are electrified and then exposed to light, and 
development is carried out using a development agent that contains a toner. 
There is a generally used method which comprises transferring the toner image 
formed on the photo-sensitive material onto a transfer paper and then fixing the 
transferred toner image using a heat roll. At this time, the image after 
development needs to be a clear image free from fogging and having a 
sufficient image density. Further, in recent years, in particular, from the 
standpoints of higher speed, safety or energy saving, high durability and 
maintenance-free operation have come to be required strongly; and a toner 
superior in low-temperature fixing properties is needed. 

In order to improve the fixing properties of a toner, it is generally 
necessary to lower the viscosity of the toner when melted and to enlarge the 
adhesion surface area with a base to be fixed; therefore, it has heretofore been 
conducted to lower the glass transition temperature (Tg) of the toner binder 
resin used or to make its molecular weight smaller. However, the presence of 
a resin with low glass transition point adversely affects the stability as a powder 
during use in a toner or during storage because the resin generally has poor 
anti-blocking properties. Further, since high flowability resins with low 
molecular weight come into direct contact with heat roll and the toner in the 
melted state while fixing the toner image in the heat roll fixing method, the toner 
that transfers onto the heat roll contaminates the transfer paper that is fed next; 
therefore, there is a problem of a so-called offset phenomenon. Further, this 
trend becomes strikingly obvious to the extent the resin molecular weight is low. 
This trend is revealed remarkably as the molecular weight of a toner is getting 
smaller. 

Among these, there is a tendency to use polyester type resins from the 
standpoint of the balance of fixing properties and anti-offset properties. 
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However, polyester resins have high water-absorbing properties due to polarity 
that originates in the ester group within the resin structure and undesirable 
electrical charge occurs under high temperature and high humidity, and the 
environmental stability was inadequate. 

[0003] 

Subject tried to solve by the Invention 

The object of the present invention is to provide a binder resin for a 
toner with low temperature fixing properties, excellent anti-offset properties and 
excellent environmental stability, and an electrophotographic toner for 
electrostatic development using the resin with the progress of high speed 
copiers. 

[0004] 

Method to Solve the Subject 

The inventors have extensively examined to develop a binder resin 
having excellent properties that can be used in the production of a toner having 
sufficient properties that can even satisfy the same demands as mentioned 
above. As a result, a mixture of a polyester type resin and an epoxy group- 
containing styrene type resin can be easily formed by a chain-elongation of 
these two resins by polyisocyanate. The inventors have found that the thus- 
obtained modified polyester type resin is an excellent binder resin for a toner 
that cannot be realized by any of conventional techniques, thus completing the 
present invention. 

Therefore, in a first aspect, the present invention provides a binder resin 
for a toner containing a modified polyester type resin (C) resulted from a chain- 
elongation of 55 to 99 weight % of a polyester type resin (A) that has a number- 
average molecular weight (Mn) of 1000 to 50000 and 45 to 1 weight % of an 
epoxy group-containing styrene type resin (B) that has a number-average 
molecular weight (Mn) of 1000 to 30000 by polyisocyanate. 

In a second aspect, the present invention provides a binder resin for a 
toner wherein a hydroxyl value of the polyester type resin (A) is 5 to 100 
mgKOH/g. 

In a third aspect, the present invention provides a binder resin for a 
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toner wherein an epoxy equivalent of the epoxy group-containing styrene type 
resin (B) is 1000 to 30000 g/equivalent and a styrene unit in the resin is 35 to 
99.5 weight %. 

In a fourth aspect, the present invention provides a binder resin for a 
toner wherein a glass transition temperature of the modified polyester type resin 
(C) is 40°C to 70°C and a molecular weight distribution (value with the weight- 
average molecular weight (Mw) divided by the number-average molecular 
weight (Mn), that is, Mw/Mn) is 6 or more of the soluble part in tetrahydrofuran. 

In a fifth aspect, the present invention provides an electrophotographic 
toner for electrostatic development using a binder resin for a toner as described 
in any of the first aspect to the fourth aspect. 

[0005] 

According to the present invention, the polyester type resin (A) generally 
refers to a resin that can be obtained by conducting the condensation 
polymerization reaction with at least one kind of diol and at least one kind of 
dicarboxylic acid as the main components. Furthermore, for the purpose of 
control of the molecular weight distribution, a mixture of several kinds of 
polyester type resins can be used for the polyester type resin (A). The 
temperature when the above-mentioned condensation polymerization reaction 
is carried out is, generally, 150°C to 300°C, desirably 180°C to 270°C and more 
desirably 180°C to 250°C. When the reaction temperature is less than 150°C, 
the reaction time is prolonged and when the temperature exceeds 300° C, 
decomposition occurs; therefore, such temperatures are not desirable. 

[0006] 

As diols that can be used as raw materials of the polyester type resin (A), 
there are mentioned, for example, ethylene glycol, 1 ,2-propane diol (commonly 
called 'propylene glycol'), 1,3-propane diol, 1,3-butane diol, 1,4-butane diol, 2,3- 
butane diol, diethylene glycol, triethylene glycol, dipropylene glycol, 1 ,5-pentane 
diol, 1,6-hexane diol, neopentyl glycol, 2-ethyl-1 ,3-hexane diol, hydrogenated 
bisphenol A, ethylene oxide adduct of bisphenol A, propylene oxide adduct of 
bisphenol A and the like. 

[0007] 

As dicarboxylic acids that can be used as other raw materials of the 
polyester type resin (A), there are mentioned, for example, aliphatic saturated 
dicarboxylic acids such as malonic acid, succinic acid, glutaric acid, adipic acid, 
azelaic acid, sebacic acid and the like; aliphatic unsaturated dicarboxylic acids 
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such as maleic acid, fumaric acid, citraconic acid, itaconic acid and the like; 
aromatic dicarboxylic acids such as phthalic acid, terephthalic acid, isophthalic 
acid and the like; anhydrides of the aforementioned various dicarboxylic acids 
(for example, anhydrous succinic acid, anhydrous maleic acid, anhydrous 
phthalic acid and the like), and low grade alkyl esters having 1 to 6 carbon 
atoms (for example, dimethyl ester succinate, diethyl ester maleate, dihexyl 
ester phthalate and the like) and the like. 
[0008] 

Further, as the polyester type resin (A), there can be used as needed, 
for example, tri-functional or more polyhydric alcohols such as glycerin, 2- 
methyl propane triol, trimethylolpropane, trimethylolethane, sorbitol, sorbitan 
and the like; aliphatic monocarboxylic acids such as octanoic acid, decanoic 
acid, dodecanoic acid, myristic acid, palmitic acid, stearic acid and the like; 
aliphatic monocarboxylic acids having branches and unsaturated groups; 
aliphatic monoalcohols such as octanol, decanol, dodecanol, myristyl alcohol, 
palmityl alcohol, stearyl alcohol and the like; aromatic monocarboxylic acids like 
benzoic acid, naphthalene carboxylic acid and the like; tri -functional or more 
polycarboxylic acids such as trimellitic acid, pyromellitic acid and the like as well 
as their anhydrides and the like 

[0009] 

In particular, in order to obtain sufficiently high molecular polymer when 
a chain-elongation takes place by polyisocyanate in a post-process, at least one 
or more types of the above-mentioned tri-functional or more polyhydric alcohols 
may be used preferably used as a raw material. The quantity of the tri- 
functional or more polyhydric alcohol is preferred to be in a range of 0.25 to 25 
mole % of total alcohol component (total quantity of diol and tri-functional or 
more polyhydric alcohol) that is the raw material of the polyester type resin (A), 
and more preferably in a range of 0.5 to 20 mole %. When the quantity of the 
tri-functional or more polyhydric alcohol is less than 0.25 mole%, it is difficult to 
obtain a high molecular polymer when a chain-elongation takes place by 
polyisocyanate, and the anti-offset properties and durability tend to be 
inadequate. When the quantity of the tri-functional or more polyhydric alcohol 
exceeds 25 mole%, a gelation easily takes place when polyester type resin (A) 
is produced, making it difficult to conduct condensation polymerization 
reactions; therefore such quantities are not preferred. 

[0010] 
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In the present invention, when the epoxy group-containing styrene type 
resin (B) and the polyester type resin (A) are synthesized as a chain-elongation 
takes place by polyisocyanate, the polyester type resin (A) needs to have a 
suitable hydroxy! value. The hydroxyl value of the polyester type resin (A) is 
preferably 5 to 100 mgKOH/g, more preferably 10 to 80 mgKOH/g, and further 
preferably 10 to 50 mgKOH/g. When the hydroxyl value is less than 5 
mgKOH/g, it is difficult to obtain a high molecular polymer when a chain- 
elongation takes place by polyisocyanate, making anti-offset properties to be 
inadequate in some cases. When the hydroxyl value exceeds 100 mgKOH/g, 
a gelation takes place frequently when a chain-elongation takes place by 
polyisocyanate, making fixing properties to be poor in some cases. Further, 
the number-average molecular weight (Mn) of the polyester type resin (A) is 
preferably 1000 to 50000 and more preferably 1000 to 20000. When the 
number-average molecular weight is less than 1000, undesirable cases from 
the standpoints of anti-offset properties and durability may occur. When it is 
more than 50000, undesirable cases from the standpoint of the fixing properties 
may occur. Further, the glass transition temperature (Tg) of the polyester type 
resin (A) is preferably 30°C to 80°C and more preferably 40°C to 70°C. When 
the Tg is less than 30°C, the Tg of the modified polyester resin (C) becomes low 
after a chain-elongation by polyisocyanate, and storage properties deteriorate in 
some cases. When the Tg is more than 80°C, the Tg of modified polyester 
resin (C) becomes excessively high after a chain-elongation by polyisocyanate, 
and fixing properties deteriorate in some cases. 

[0011] 

In the present invention, the epoxy group-containing styrene type resin 
(B) is a resin that can be obtained by copolymerization of styrene and at least 
one or more types of epoxy group-containing vinyl monomers and other 
monomers. 

[0012] 

As for the polymerization methods, there can be mentioned, for example, 
solution polymerization, bulk polymerization, suspension polymerization, 
emulsion polymerization or the like. Among these, solution polymerization 
methods using organic solvents are the most preferably used because of the 
simplicity. In the solution polymerization, as the solvents, aromatic 
hydrocarbons such as benzene, toluene, ethylbenzene, ortho-xylene, meta- 
xylene, para-xylene, cumene and the like can be used independently or in 
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combination; other solvents can also be used. 
[0013] 

Ordinarily, all radical polymerization initiators can be used as a 
polymerization initiator. There can be mentioned, for example, azo series 
initiators such as 2-2 , -azobisisobutylonitrile, 2-2 , -azobis (4-methoxy-2,4- 
dimethylvalonitrile), 2,2'-azobis (2,4-dimethylvalonitrile), 2,2'-azobis (2- 
methylbutylonitrile), dimethyl-2,2'-azobisisobutylate, 1 ,r-azobis (1- 
chlohexanecarbonitrile), 2-(carbamoylazo)-isobutylonitrile, 2,2 , -azobis (2,4,4- 
trithylpentane), 2-phenylazo-2,4-dimethyl-4-methoxyvalonitrile, 2,2'-azobis (2- 
methyl propane) and the like; ketone peroxide types such as methyl ethyl 
ketone peroxide, acetyl acetone peroxide, cyclohexane peroxide and the like; 
peroxyketal types such as 1 ,1 '-bis (t-butylperoxy)-3,3,5-trimethylcyclohexane, 
1,1 -bis (butylperoxy) cyclohexane, 2,2-bis (t-butylperoxy) butane and the like; 
hydroperoxide types such as t-butylhydroperoxide, cumene hydroperoxide, 
1,1,3,3-tetramethylbutyl hydroperoxide and the like; dialkylperoxide types such 
as di-t-butylperoxide, t-butylcumyl peroxide, dicumyl peroxide, 2,5-dimethyl-2,5- 
di (t-butylperoxy) hexane, a,a-bis (t-butylperoxy isopropane) benzene and the 
like; diacyl peroxide types such as isobutyl peroxide, octanyl peroxide, decanoyl 
peroxide, lauroyl peroxide, 3,5,5-trimethyl hexanoyl peroxide, benzoyl peroxide, 
m-toluoyl peroxide and the like; peroxy dicarbonate types such as 
diisopropylperoxy dicarbonate, di-2-ethylhexylperoxy dicarbonate, di-n- 
propylperoxy dicarbonate, di-2-ethoxyethylperoxy carbonate, 

dimethoxyisopropylperoxy dicarbonate, di (3-methyl-3-methoxybutyl) peroxy 
carbonate and the like; sulfonyl peroxide types such as 
acetylcyclophexylsulfonyl peroxide and the like; and peroxy esters such as t- 
butylperoxy acetate, t-butylperoxy isobutylate, t-butylperoxy neodecanoate, 
cumylperoxy neodecanoate, t-butylperoxy-2-ethylhexyanoate, t-butylperoxyl 
laurate, t-butylperoxy benzoate, t-butylparoxy isoproplyl carbonate, di-t- 
butyldiperoxy isophthalate and the like. These can be used independently, or 
two or more types can be jointly used. The various types and quantities can 
be used as suitably selected according to the reaction temperature, the 
monomer concentration or the like; ordinarily, initiators are used at 0.01 to 10 
weight parts per 100 weight parts of the stock monomer. 

[0014] 

Glycidyl acrylate, £-methyglycidyl acrylate, glycidyl methacrylate, p- 
methylglycidyl methacrylate and the like can be given as epoxy group- 
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containing vinyl monomers. 
[0015] 

Other vinyl monomers are vinyl monomers other than styrene (styrene 
monomer); for example, there are ester acrylate types such as methyl aery late, 
ethyl acrylate, propyl acrylate, butyl acrylate, octyl acrylate, cyclohexyl acrylate, 
lauryl acrylate, stearyl acrylate, benzyl acrylate, furfuryl acrylate, 
tetrahydrofurfuryl acrylate, ethoxyl acrylate, butoxyl acrylate, 
dimethylaminomethyl ester acrylate, dimethylaminoethyl ester acrylate and the 
like; methacrylate ester types such as methyl methacrylate, ethyl methacrylate, 
propyl methacrylate, butyl methacrylate, octyl methacrylate, lauryl methacrylate, 
stearyl methacrylate, cyclohexyl methacrylate, benzyl methacrylate, furfuryl 
methacrylate, tetrahydrofurfuryl methacrylate, hydroxyethyl methacrylate, 
hydroxypropyl methacrylate, hydroxybutyl methacrylate, dimethylaminomethyl 
ester methacrylate, dimethylaminoethyl ester methacrylate and the like; 
aromatic vinyl monomers such as vinyl toluene, a-methylstyrene, chlorostyrene 
and the like; unsaturated dibasic acid dialkyl ester types such as dibutyl maleat, 
dioctyl maleat, dibutyl fumarate,dioctyl fumarate and the like; vinyl ester types 
such as vinyl acetate, vinyl propionate and the like; nitrogen containing vinyl 
monomers such as acrylonitrile, methacrylonitrile, acrylamide, methacrylamide, 
N-substituted acrylamide, N-substituted methacrylamide and the like; divinyl 
compounds such as divinylbenzene, (poly) ethylene glycol diacrylate, (poly) 
ethylene glycol dimethacrylate and the like; and conjugated diolefin type 
unsaturated monomers such as butadiene, chloroprene, isoprene and like. At 
least one or two or more types of these vinyl monomers can be used in 
combination. Among these, in particular, desirable vinyl monomers include 
aromatic vinyl monomer types, acrylate ester types, methacrylate ester types, 
dialkyl fumarate ester types, acrylonitrile, acrylamide, methacrylamide and the 
like. 

[0016] 

The epoxy equivalent of the epoxy group-containing styrene type resin 
(B) is preferably 1000 to 30000 g/equivalent, and more preferably 1500 to 
15000 g/equivalent. The epoxy equivalent less than 1000 g/equivalent is not 
desirable from the viewpoint of safety. The epoxy equivalent is exceeding 
30000 g/equivalent is not desirable either as the viscosity is inadequate in some 
case. Further, the styrene unit in the epoxy group-containing styrene type 
resin (B) is preferably 35 to 99.5 weight %, and more preferably 50 to 90 
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weight %. When the styrene unit is less than 35 weight %, the environmental 
stability of the modified polyester type resin (C) (see [0002]) becomes 
insufficient in some cases; therefore such a unit is not desirable. Further, a 
number-average molecular weight (Mn) of the epoxy group-containing styrene 
type resin (B) is preferably 1000 to 30000, and more preferably 3000 to 25000. 
When the number-average molecular weight (Mn) is less than 1000, it is difficult 
to increase the viscosity and it is not preferable from the viewpoints of anti- 
offset properties. On the other hand, when the number-average molecular 
weight exceeds 30000, the compatibility with the polyester type resins 
deteriorates and , it is difficult to increase the viscosity in some cases; therefore, 
such Mns are not desirable. The Tg of the epoxy group-containing styrene 
type resin (B) is preferably 30°C to 80°C. When the Tg is below 30°C, the Tg 
of the resin after urethane elongation becomes low and storage properties 
deteriorate in some cases. When the Tg is above 80°C, the Tg of the resin 
after urethane elongation becomes excessively high and the fixing properties 
deteriorate in some cases. More preferably, the Tg is 40°C to 70°C. 
[0017] 

When a chain-elongation of the polyester type resin (A) and the epoxy 
group-containing styrene type resin (B) takes place by polyisocyanate, the mole 
equivalent is preferably 0.1 to 2.5 mole equivalent of isocyanate group for 1 
mole equivalent of the total hydroxyl group of the polyester type resin (A), and 
more preferably 0.2 to 2.0 mole equivalent. When the mole equivalent is less 
than 0.1 , it is not desirable from the standpoint of anti-offset properties. When 
the mole equivalent is more than 2.5 mole equivalent, it is not preferable from 
the viewpoint of safety in that there is a possibility that polyisocyanate exists in 
a monomer as it is while in production of the modified polyester resin (C). 

[0018] 

A polyisocyanate to be used for a chain-elongation is a compound 
having two or more isocyanate groups within one molecule that can be 
represented by, for example, aliphatic diisocyanates such as hexamethylene 
diisocyanate (HDI), tetramethylene diisocyanate and the like; alicyclic 
diisocyanates such as isophorone diisocyanate (IPDI), norbonane diisocyanate 
(NBDI), hydrogenated diphenylmethane diisocyantate and the like; aromatic 
diisocyanates such as tolylene diisocyanate (TDI), diphenylmethane 
diisocyanate (MDI) and the like; and aralkyl series diisocyanates such as xylene 
diisocyanate (XDI) and the like, and that can include diisocyanate compounds 
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that contain two isocyanate groups within one molecule. Further, 
polyisocyanates that contain 3 or more isocyanate groups in one molecule such 
as polyphenylene-polymethylene polyisocyanate (polymeric MDI) and the like 
can also be used. Further, modified polyisocyanate series with various 
modifications such as biuret modification, allophanate modification, 
isocyanurate modification and urethane modification and the like of the 
aforementioned various polyisocyanate series can also be used. Among these, 
the aromatic diisocyanate is one of polyisocyanates that is the most suitably 
used because of its high reactivity and inexpensiveness. 
[0019] 

Further, the proportion of the epoxy group-containing styrene type resin 
(B) is preferably 1 to 45 weight % to the total amount of the polyester type resin 
(A) and the epoxy group-containing styrene type resin (B) when they are subject 
to a chain-elongation by polyisocyanate, and more preferably 3 to 40 weight %. 
When the proportion is less than 1 weight %, the environmental stability 
becomes insufficient in some cases. When the proportion exceeds 45 
weight %, the fixing properties becomes low in some cases; therefore, such 
proportions are not preferred. 

[0020] 

Further, a known method can be adopted for the reaction for a chain- 
elongation of the polyester type resin (A) and the epoxy group-containing 
styrene type resin (B) by polyisocyanate. For example, there can be 
mentioned a method which comprises introducing a raw material into the 
reactor and heating until it is dissolved for the reaction. A method which 
comprises feeding a mixture of both resins, i.e., the polyester type resin (A) and 
epoxy group-containing styrene type resin (B) to a twin screw extruder, 
kneading at 100°C to 200°C, and further introducing polyisocyanate into the 
resin mixture during kneading conveyance for melt-kneading can be the most 
suitably used. Furthermore, a single screw extruder and a static mixer can 
also be used. 

[0021] 

A glass transition temperature of the modified polyester resin (C) in the 
present invention is preferably 40°C to 70°C, and more preferably 45°C to 65°C. 
When the Tg is below 40°C, the storage properties deteriorate. When the Tg 
is above 70°C, the fixing properties deteriorate; therefore such temperatures are 
not preferred. 
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[0022] 

Further, the molecular weight distribution (Mw/Mn) of the tetrahydrofuran 
soluble part of the modified polyester resin (C) being 6 or more is preferred from 
the viewpoint of the anti-hot offset properties, and more preferably to be 7 or 
more. 

[0023] 

Incidentally, in the present invention, the hydroxyl value refers to mg of 
potassium hydroxide required to neutralize the acid anhydride required to 
esterify the hydroxyl group present in 1 g of the resin. 

[0024] 

A toner of the present invention contains the binder resin composition for 
a toner, charge control agent (CCA), coloring agent, surface treating agent and 
release agent. The quantity of the binder resin for a toner in the present 
invention is preferred to be 40 to 95 weight % in toner. 

[0025] 

Those other than the binder resin composition for a toner are described 
in detail below. First, previously known dyes and pigments can be used as 
coloring agents. Specifically, the coloring agents, for example, such as carbon 
black, magnetite, phthalocyanine blue, Peacock blue, Permanent red, Lake red, 
Rhodamine Lake, Hansa yellow, Permanent yellow, benzidine yellow, Nigrosine 
dye (C. I. No. 50415), aniline blue (C. I. No. 50405), charcoal blue (C. I. No. 
azoec Blue 3), chromium yellow (C. I. No. 14090), Ultramarine blue (C. I. No. 
77103), Dupont oil red (C. I. No. 26105), Oriental oil red #330 (C. I. No. 60505), 
Quinoline yellow (C. I. No. 47005), methylene blue chloride (C. I. No. 52015), 
phthalocyanine blue (C. I. No. 74160), Malachite green oxalate (C. I. No. 42000), 
lamp black (C. I. No. 77266), Rose Bengal (C. I. No. 45435), oil black, azo oil 
black or the like can be used. The used quantity is 3 to 35 weight parts per 
100 weight parts of the binder resin composition for a toner, preferably 3 to 20 
weight parts. The use in a range of 12 weight parts or less is preferred when 
considering the suitably desirable OHP film permeability of the toner image and 
3 to 9 weight parts is the most suitably preferred. 

Further, charge control agents can be suitably selected from 
conventional charge control agents that initiate Nigrosine, quaternary 
ammonium salts and metallic azo dyes, and the used quantity is 0.1 to 10 
weight parts commonly used per 100 weight parts of the binder resin 
composition for a toner. 
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[0026] 

Next, a surface treating agent added in the toner is present between the 
toner and a carrier or in the toner, whereby the powder fluidity and life of a 
developing agent can be improved. As specific examples of the surface 
treating agent, there can be mentioned, for example, fine powders such as 
colloidal silica, alumina, titanium oxide, polytetrafluoroethylene, polyvinylidene 
chloride, polymethyl methacrylate, polystyrene ultrafine particles and silicone. 
As commercial products, there are mentioned, for example, AEROSIL 130, 200, 
200V, 200CF, 200FAD, 300, 300CF, 380, R972, R972V, R972CF, R974, R976, 
RX200, R200, R202, R805, R812, R812S, TT600, MOX80, MOX170, COK84, 
Titanium Oxide T805 and titanium oxide P25 (products of Nippon Aerosil Co., 
Ltd. and Degussa Japan Co., Ltd.), and CAB-O-SIL L90, LM130, LM150, M5, 
PTG, MS55, H5, HS5, LM150D, M7D, MS75D, TS720, TS610 and TS530 
(products of CABOT Corp.). The specific surface area of the surface treating 
agent is preferably 30 m 2 /g or more, particularly 50 to 400 m 2 /g as measured by 
nitrogen absorption using the BET method. The used quantity of the said 
surface treating agent is preferably 0.1 to 20 weight parts per 100 weight parts 
of the binder resin composition for toner. 

[0027] 

A toner of the present invention may include polyethylene type and/or 
polypropylene type anti-offset agent as a release agent. For example, it may 
include low-molecular polyethylene, low-molecular polypropylene, 
microcrystalline wax, carnauba wax, sazol wax, paraffin wax and the like. The 
amount thereof is 0 to 10 weight parts per 100 weight parts of the binder resin 
composition for a toner. 

[0028] 

Further, a toner of the present invention can contain other binder resins 
for a toner within a range without losing its characteristics. Other binder resins 
for a toner that can be contained may be any of known ones as the binder resin; 
for example, polyester resins, polystyrene resins, styrene-acrylic type resins, 
epoxy resins, polyol resins and the like. 

[0029] 

In order to produce the toner of the present invention containing these 
materials, the binder resin composition for a toner of the present invention, 
coloring agent and, other additives, if necessary, are sufficiently mixed using a 
powder mixer. The resulting mixture is melt-kneaded using a kneading 



12 



machine such as a heat roll, a kneader or an extruder, at a predetermined 
kneader temperature of 100°C to 200°C to sufficiently mix the individual 
components. The melt-kneaded material is cooled, ground, and sieved to 
collect particles ordinarily having particle diameters of 8 to 20 jum. The 
collected particles are coated with a surface-treating agent using a powder 
mixing method, to obtain a toner for electrophotography. 
[0030] 

A toner that is obtained by the present invention can be used for various 
developing processes. For example, the toner can be used for cascade 
developing methods, magnetic brush methods, powder cloud methods, 
touchdown developing methods, the so-called micro-toning method that uses a 
magnetic toner that is manufactured by a grinding method as a carrier and the 
so-called bipolar magnetic toner method that obtains a necessary toner charge 
by the frictional charge of magnetic toners, but is not limited thereto. 

[0031] 

Further, a toner that can be obtained according to the present invention 
can be used in various fixing methods, for example, the so-called oil-less and oil 
coated heat roll methods, flash methods, oven methods, pressure fixing 
methods or the like. 

[0032] 

Further, a toner of the present invention can be used in various cleaning 
methods, for example, the so-called fur brush method, blade method or the like. 

[0033] 
Examples 

The present invention is concretely explained by examples and 
comparative examples in the following. The meaning of "part" in the 
description of the examples and comparatives examples indicates "weight part" 
otherwise mentioned in particular. Also, the measurement methods and 
determination methods of the data in each table are as follow. 

[0034] 

The molecular weight is the number-average molecular weight (Mn) 
measured by gel permeation chromatography (GPC). The measurement is 
conducted in terms of the following conditions, based on the commercial 
monodispersed standard polystyrene. 
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Detector; SHODEX RI-71 S 

Solvent; Tetrahydrofuran 

Column; KF-G + KF-807L x 3 + KF800D 

Flow rate; 1 .0 ml/min 

Sample;: 0.25% THF solution 



Incidentally, the reliability of the measurement under the above 
conditions can be confirmed if Mw/Mn of NBS706 polystyrene sample 
(Mw-288,000, Mn=137,000, Mw/Mn=2.11) is 2.11 ± 0.10. 

[0035] 

The volume average particle size is the volume average particle size 
that is determined by a Coulter counter, and the toner grindability determination 
was carried out according to the following standards by measuring the volume 
average particle size of a sample that was jet ground under fixed conditions 



O; 


11 /iim 


> 


Volume average particle size 


> 


7 jum 


A; 


7 jum 


> 


Volume average particle size 


> 


5 /im 




13 jum 


> 


Volume average particle size 


> 


11 jum 


x; 


5 jum 
[0036] 


> 


Volume average particle size 
Volume average particle size 


> 


13 jum 



The fixing properties, after an unfixed image was formed by a copier that 
is reconstructed with a commercial electronic photographic copier, make this 
unfixed image to be fixed using a heat roller fixing device that the fixing part of a 
commercial copier is reconstructed. The fixing rate of the heat roll was 210 
mm/sec and fixing of the toner was carried out by varying the temperature of the 
heat roll at each 5°C. The obtained fixed image was rubbed 10 times after 
being given a 0.5 Kg load with sand rubber (a product of Tombow Pencil Co., 
Ltd.) and the image density before and after this friction test is measured by a 
MacBeth refractive densimeter. The lowest fixing temperature was the lowest 
fixing temperature where the change ratio of the image density is 70% or more 
at each temperature. Incidentally, the heat roller fixing device used here did 
not have a silicone oil supply structure. Also, the environmental conditions 
were normal temperature and normal pressure (temperature 22°C, relative 
humidity 55%). 

O; Lowest fixing temperature < 170°C 

A; 190°C > Lowest fixing temperature > 170° C 
x; Lowest fixing temperature > 190°C 
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[0037] 

The anti-offset properties were evaluated according to the measurement 
of the above lowest fixing temperature. An unfixed image was formed using 
the above copier; the toner image was transferred and fixed using the above 
heat roller fixing device; then, a white transfer paper was fed into the heat roller 
fixing device under the same conditions; and the appearance of toner staining 
on the transfer paper was visually examined. This operation was repeated by 
gradually increasing the set temperature of the heat roller of the heat roller 
fixing device. The lowest set temperature at which toner staining appeared on 
the transfer paper was taken as the temperature of offset appearance. The 
environmental conditions were normal temperature and normal pressure 
(temperature=22 °C, relative humidity=55%). 
O; Temperature of offset appearance > 240° C 

A; 240°C > Temperature of offset appearance > 220°C 
x; 220° C > Temperature of offset appearance 

[0038] 

Evaluation of the environmental stability is carried out from the ratio of 
frictional charge quantity Q1 which is measured by a Toshiba Chemical Co., Ltd. 
product blow-off charge measurement device after mixing and stirring 1 g of 
toner that was left alone for 48 hours at 22° C and relative humidity 55% and 49 
g of Powder-Tekku Co., Ltd. product carrier iron filings (F95-100) for 30 minutes 
with a table shaker mixer, and frictional charge quantity Q2 (Q2/Q1), which is 
measured by a below-off charge measuring device (a product of Toshiba 
Chemical Co., Ltd.) after mixing and stirring 1 g of toner that was left alone for 
48 hours at 35°C and relative humidity 85% and 49 g of Powder Tekku Co., Ltd. 
product carrier iron filings (F95-100) for 30 minutes with a table shaker mixer. 
O; Q2/Q1 > 0.9 

A; 0.9 > Q2/Q1 > 0.7 
x; 0.7 > Q2/Q1 
[0039] 

The storage properties, after being left alone for 24 hours under the 
environmental conditions of temperature 40°C and relative humidity 60%, 
putting 5 g in a 150 mesh sieve, setting the scale of the rheostat of a powder 
tester (a product of Hosokawa Powder Engineering Laboratories) to 3, adding 
vibration for 1 minute. The weight remained on the 150 mesh sieve after 
vibration was measured and the residual weight ratio was determined. 
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O: Less than 20% 
A : 20% or more and 35% or less 
x: Greater than 35% 
[0040] 

The following resins were used as the polyester type resin (A) in the 
present invention. 
[0041] 

Resin A-1 : A reflux condenser, a water separate unit, a nitrogen gas inlet 
tube, a thermometer and a stirrer were attached to a 5-liter, 4-necked flask. 
Thereinto were fed 24.0 mol of Polyol KB300 (a product of Mitsui Chemical, K. 
K.), 56.0 mol of ethylene glycol (EG), 4.0 mol of triethylene glycol (TEG), 83.5 
mol of terephthalic acid (TPA) and 18.3 mol of benzoic acid (Benz A). 
Dehydration condensation polymerization was conducted at 180°C to 240°C 
with nitrogen being introduced into the flask to obtain a resin A-1 . The Tg of 
the reaction mixture was 45°C, the hydroxyl value was 22.0 mgKOH/g, and the 
number-average molecular weight was 2800. 

[0042] 

Resin A-2: Resin A-2 was obtained in the same manner as in Resin A-1 , 
except for 28.5 mol of Polyol KB300 (a product of Mitsui Chemical K. K.), 66.5 
mol of ethylene glycol (EG), 5.0 mol of trimethylolpropane (TMP), 99 mol of 
terephthalic acid (TPA) and 20.0 mol of benzoic acid (Benz A). The Tg of the 
reaction mixture was 56°C, the hydroxyl value was 3.0 mgKOH/g or less, and 
the number-average molecular weight was 2900. 

[0043] 

Resin A-3: Resin B-2 was obtained in the same manner as in Resin A-1 , 
except for 22.0 mol of Polyol KB300 (a product of Mitsui Chemical K. K.), 8.0 
mol trimethylolpropane (TMP), 50.0 mol of ethylene glycol (EG), 20.0 mol of 
triethylene glycol (TEG) and 86.0 mol of terephthalic acid (TPA). The Tg of the 
reaction mixture was 33.6° C, the hydroxyl value was 50.0 mgKOH/g, and the 
number-average molecular weight was 2700. 

[0044] 

The following resins were used as the epoxy group-containing styrene 
type resin (B) in the present invention. 
[0045] 

Resin B-1: 40.0 weight parts of xylene were fed into a nitrogen 
substituted flask and 77.0 weight parts of styrene, 20.0 weight parts of n-butyl 
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acrylate, 3.0 weight parts of glycidyl methacrylate and 0.5 weight pars of di-t- 
butylperoxide were continuously dripped for 5 hours under reflux (internal 
temperature 138°C) by heating with an oil bath; afterward, after polymerizing by 
continuing the reaction for 1 hour, the internal temperature was held at 130°C, 
0.5 weight parts of di-t-butylperoxide was added and polymerization was 
completed by reacting for 2 hours. The thus-obtained resin was flushed in a 
vessel of 190°C, 10 mmHg and the solvent was removed to obtain Resin B-1. 
The Tg of the reaction mixture was 58° C and the number-average molecular 
weight was 8200. 
[0046] 

Resin B-2: Resin B-2 was obtained in the same manner as in Resin B-1 
except for 78.5 weight parts of styrene, 21 .0 weight parts of n-butyl acrylate and 
0.5 weight parts of glycidyl methacrylate as the monomer composition. The Tg 
of the reaction mixture was 58°C and the number-average molecular weight 
was 7800. 

[0047] 

Resin B-3: Resin B-3 was obtained in the same manner as in resin B-1 
except for 76.0 weight parts of styrene, 16.0 weight parts of n-butyl acrylate and 
8.0 weight parts of glycidyl methacrylate as the monomer composition. The Tg 
of the reaction mixture was 59°C and the number-average molecular weight 
was 7500. 

[0048] 

Resin C-1 : A mixture of 99 weight parts of Resin A-1 and 1 weight part of 
Resin B-1 as obtained above was fed to a twin screw kneader at a flow rate of 
10 kg/hr and kneaded at 175°C and 2.3 weight parts of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance, and 
further kneaded to obtain Resin C-1 . The Tg of the obtained resin was 59.5°C 
and had Mw/Mn>6. 

[0049] 

Resin C-2: A mixture of 75 weight parts of Resin A-1 and 25 weight parts 
of Resin B-1 as obtained above was fed to a twin screw kneader at a flow rate 
of 10 kg/hr and kneaded at 175°C and 1 .8 weight parts of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance, and 
further kneaded to obtain Resin C-2. The Tg of the obtained resin was 59.7° C 
and had Mw/Mn>6. 

[0050] 
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Resin C-3: A mixture of 55 weight parts of Resin A-1 and 45 weight parts 
of Resin B-1 as obtained above was fed to a twin screw kneader at a flow rate 
of 10 kg/hr and kneaded at 175°C and 1.3 weight parts of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance, and 
further kneaded to obtain Resin C-3. The Tg of the obtained resin was 60.0° C 
and had Mw/Mn>6. 

[0051] 

Resin C-4: 100 weight parts of Resin A-1 as obtained above was fed to 
a twin screw kneader at a flow rate of 10 kg/hr and kneaded at 175°C and 2.3 
weight parts of tolylene diisocyanate (TDI) was supplied to the resin mixture 
during kneading conveyance, and further kneaded to obtain Resin C-4. The 
Tg of the obtained resin was 58.9°C and had Mw/Mn>6. 

[0052] 

Resin C-5: A mixture of 45 weight parts of Resin A-1 and 55 weight parts 
of Resin B-1 as obtained above was fed to a twin screw kneader at a flow rate 
of 10 kg/hr and kneaded at 175°C and 1.1 weight parts of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance, and 
further kneaded to obtain Resin C-5. The Tg of the obtained resin was 60.2°C 
and had Mw/Mn>6. 

[0053] 

Resin C-6: A mixture of 75 weight parts of Resin A-1 and 25 weight parts 
of Resin B-1 as obtained above was fed to a twin screw kneader at a flow rate 
of 10 kg/hr and kneaded at 175°C and 0 weight part of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance and further 
kneaded to obtain Resin C-6. The Tg of the obtained resin was 57.3° C and 
had Mw/Mn>6. 

[0054] 

Resin C-7: A mixture of 75 weight parts of Resin A-2 and 25 weight parts 
of Resin B-1 as obtained above was fed to a twin screw kneader at a flow rate 
of 10 kg/hr and kneaded at 175°C and 1.8 weight parts of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance and further 
kneaded to obtain Resin C-7. The Tg of the obtained resin was 56.9° C and 
had Mw/Mn>6. 

[0055] 

Resin C-8: A mixture of 75 weight parts of Resin A-1 and 25 weight parts 
of Resin B-2 as obtained above was fed to a twin screw kneader at a flow rate 



18 



of 10 kg/hr and kneaded at 175°C and 1 .8 weight parts of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance and further 
kneaded to obtain Resin C-8. The Tg of the obtained resin was 59.8° C and 
had Mw/Mn>6. 
[0056] 

Resin C-9: A mixture of 75 weight parts of Resin A-1 and 25 weight parts 
of Resin B-3 as obtained above was fed to a twin screw kneader at a flow rate 
of 10 kg/hr and kneaded at 175°C and 1 .8 weight parts of tolylene diisocyanate 
(TDI) was supplied to the resin mixture during kneading conveyance and further 
kneaded to obtain Resin C-9. The Tg of the obtained resin was 60.7° C and 
had Mw/Mn>6. 

[0057] 

Resin C-10: A mixture of 60 weight parts of Resin A-2, 15 weight parts of 
Resin A-3 and 25 weight parts of Resin B-1 as obtained above was fed to a twin 
screw kneader at a flow rate of 10 kg/hr and kneaded at 175°C and 0.9 weight 
parts of tolylene diisocyanate (TDI) was supplied to the resin mixture during 
kneading conveyance and further kneaded to obtain Resin C-10. The Tg of 
the obtained resin was 59.7° C and had Mw/Mn>6. 

[0058] 

Resin C-11: A mixture of 80 weight parts of Resin A-2 and 20 weight 
parts of Resin A-3 as obtained above was fed to a twin screw kneader at a flow 
rate of 10 kg/hr and kneaded at 175°C and 1.2 weight parts of tolylene 
diisocyanate (TDI) was supplied to the resin mixture during kneading 
conveyance and further kneaded to obtain Resin C-11 . The Tg of the obtained 
resin was 59.5°C and had Mw/Mn>6. 

[0059] 
Example 1 

6 parts of Carbon Black M A-1 00 (a product of Mitsubishi Kasei, K. K.) 
and 3 parts of polypropylene wax Biscol 660P (a product of Sanyo Kasei K. K.) 
for 100 parts of Resin C-1 were dispersed and mixed in a Henschel mixer; then 
the resulting material was melt-kneaded at 150°C using a twin screw kneader 
PCM30 (a product of Ikegai Ironworks, K. K.) to obtain a toner composition in a 
bulk state. The toner composition was coarsely ground using a hammer mill. 
The coarsely ground resin was finely ground using a jet grinder (IDS 2, a 
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product of Nippon Pneumatic Co., Ltd.), followed by air classification to obtain a 
toner fine particles having an average particle diameter of 10 jurr\ (5 jum or less: 
3 weight %, 20 //m or more: 2 weight %). The toner grindability was 
determined by measuring the volume average particle size after grinding under 
conditions with the fixed rate of supplying the coarse particles to the jet grinder. 
The extent of the heat roller contamination properties was examined by 
determining the fixing properties and offset properties using this toner with a 
commercial copier. Further, a mixture of 0.1% of hydrophobic silica (Aerosil 
R972, a product of Japan Aerosil Co., Ltd.) and this toner was stored for 24 
hours in an environment of temperature 40°C and relative humidity 60%, and 
then the storage properties were examined under the particle cohesion 
conditions. The results are shown in Table 1 . 

[0060] 
Example 2 

An experiment was conducted in the same method as Example 1 using 
Resin C-2. 

[0061] 
Example 3 

An experiment was conducted in the same method as Example 1 using 
Resin C-3. 

[0062] 
Comparative Example 1 

An experiment was conducted in the same method as Example 1 using 
Resin C-4. 

[0063] 
Comparative Example 2 

An experiment was conducted in the same method as Example 1 using 
Resin C-5. 
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[0064] 
Comparative Example 3 



An experiment was conducted in the same method as Example 1 using 
Resin C-6. 

[0065] 
Comparative Example 4 

An experiment was conducted in the same method as Example 1 using 
Resin C-7. 

[0066] 

The evaluation results are shown in Table 1 . 



[0067] 
[Tablel] 
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[0068] 

It was confirmed that a modified polyester resin (C) with 1 to 45 
weight % of a styrene type resin (B) was excellent in the fixing properties, anti- 
offset properties and environmental stability. On the other hand, when the 
styrene type resin (B) was less than 1 weight %, the environmental stability 
became deteriorated. On the contrary, when the styrene resin (B) was more 
than 45 weight %, the fixing properties became worse. Further, when no 
chain-elongation took place by polyisocyanate and when the hydroxyl value of 
the polyester type resin (A) was low, it was confirmed that the viscosity was 
hardly increased and the anti-offset properties became insufficient. 

[0069] 
Example 4 



21 



An experiment was conducted in the same method as Example 1 using 
Resin C-8. 

[0070] 
Example 5 

An experiment was conducted in the same method as Example 1 using 
Resin C-9. 

[0071] 
Example 6 

An experiment was conducted in the same method as Example 1 using 
Resin C-10. 

[0072] 
Comparative Example 5 

An experiment was conducted in the same method as Example 1 using 
Resin C-11. 

[0073] 

The evaluation results are shown in Table 2. 
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[0075] 

A modified polyester resin (C) using a styrene type resin (B) having 
1000 to 30000 g/equivalent of an epoxy equivalent was proved to be superior in 
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the fixing properties, anti-offset properties and environmental stability. Further, 
regardless of the kind of the polyester type resin (A), the modified polyester 
resin (C) was proved to show excellent performance. 

[0076] 
Effect of the Invention 

An electrophotographic toner in the present invention is good at the 
fixing properties, grindability, anti-hot offset properties, storage properties, and 
particularly superior in the environmental stability, having excellent performance 
as an electrophotographic toner. 
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Abstract 
Construction 

A binder resin for a toner and a toner using the binder resin for a toner 
comprising main components of a modified polyester type resin (C) resulted 
from a chain-elongation of 55 to 99 weight % of a polyester type resin (A) that 
has a number-average molecular weight (Mn) of 1000 to 50000 and 45 to 1 
weight % of an epoxy group-containing styrene type resin (B) that has a 
number-average molecular weight (Mn) of 1000 to 30000 by polyisocyanate. 

Effect 

An electrophotographic toner in the present invention is good at the 
fixing properties, grindability, anti-hot offset properties, storage properties, and 
particularly superior in the environmental stability, having excellent performance 
as an electrophotographic toner. 
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3 -y#ys?;t-;K ^ifi/>^ij3-ji/, h yxf i/viry 
fcfi/y^yn-/K i,5-^>^>^-;k 1 , 6 -/\^if>^^--;K 
'Of^/^ijn-M 2 -ni^;^- 1 , 3 -s\3c*yyyjr-)];, ft.wmz.~7x.; 
-;i/A, if^y^j -;vk<D3i^uyyr*y-^ FttM, ^^i/ -;t>A<z>yn 

[0 0 0 7] 

*fc/KU3i^^^^fli (a) <D%o—-^<Dmnn^xmm^n^y^^y 
Itfcurtt, 7 0>si, =t/n^ie, rv\£ym. TM^JyWi. -fe 

yit, -r^n>^^if<oflift&^^^^;b^>^, y#;i/^, ^i/y#;vm 
, >f y 7^;b^2f<3D^#^^*;i/jj<>^, tft&<D&mi?iiJitfym<Dmk® 

[0 0 0 8] 

>ffy x^f^^^l (A) let*, i&SJc«ky^u-feU>, 2-^Wd;i> 

fl/\*#y%ig<D3m&>±<Dg>myfrn-M *v*ym. -5 s * y&, K^jy 

It, sy^yst, A°;v^^-y^, ^f7U y^&ifoDflgft&^y *;i/sKy^, 
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[0 0 9] 

fc&jc, )JfUx^fM» (A) ©JBWiibT, tMBbfe^aKfcfciafiU: 

0 3 toMMT^n-^^tffltSit^i b v>. 3 «^_h©##fr;v=i 
-/i/<z>tt/S*tt, #yx*^;wft«fHS (A) ©CTf$>s^T;^-;» ($? 
^-;i/^3#«_h<D#«T;i/n-;KZ)^If*) ©0. 2 5~2 5^%fflW 
«b<, Hfcteo. 5~2 0^;i/%©fSH#<J:U8 : £bVN o 3«U:©#«y 

y tf*>x*& y, £fc2 5 ^;i/%$:Sx.s^3i<u x^5^;v^TO (a) &s^-rs 

[0 0 10] 

#&ij!K:fc^Txjtf^>ai^;*^i'>»#BB (b) £ >tfy x^^;v^fll ( 

(A) &^:S<D3K^M£^bTv^ifr^&£o jKU x^-?;i/^Bg (A) 
©ZfcmSWte, 5~1 0 OmgK0H/gT?fc bV^ X£8F*b<ttl 
0~8 OmgKOH/g, *%#*b<«l 0-5 OmgROH/gt'feS. 
#5 mgKOH/g jKU-f VS/T*-hT*^#«-tSl^^^^bb 

C5e><> ©t7ty hft^^ilftS^^S. TKmSW^l 0 OmgKOH 

/g&jS*.fc»^ d<y>fys/r*-bT?«#*t*siRic^^*<'3!ft , y, s 

Uxx^WSMtfBM (A) ©SSfl*^^ 

1 (Mn) }t 1 0 0 0-5 0 0 0 0 2>W*b^o *»J#*K»1 0 0 0-2 

oooot-fes. ^W^i^ ioo o ihr^-fe y htt-^W^tt 

©®-£#£ b < >&V *J , 5 0 0 0 0 &MX-fe#'n'^^'i4©®^^* b 

<fcv^ ^"Jx^f^iSg (A) <Dtf?X$R'®Um (Tg) tt, 30^ 

— 8 O-CAWi; bVN„ 5g&C#?;£ b<&4 0~7 CCT'&S. 30tJ*|©i^ 
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[0011] 

*ftmfc&^T^tf*ism^x?-\;>&mm (B) fctt, xn>y£'pte< 
t% iSJK±©^^^^«^*^~;i/#Jl^i:fl&cD#«#i:oD^«-^ic £ y#e> 

[0 0 12] 

y. *&*i/uy. rt^^vvy^ ***ym<D^mMMftykm<Dtpfrbm&*> 

[0013] 

HMtSIil^tS. Mx.^2, 2' -yytf^-T vy^nr.MJ;K 2, 2 
' -r (4 h3f 2, 4-i?^f^l/n-hV» , 2, 2' - 
T^/lfX (2, 4-i?^f^Al/n-b'J^) , 2, 2' -y^/lf* (2-*^. 

^fn-hy^) , s;*^;t/-2, 2' -7^^y^i/-b, l, i* 
-yytf*( i-^DAWij-!jf-fu;i/) , 2- (#-A^-f ;i/y v0 - 
^y^fnn>u;k 2, 2' -rVtf;* (2, 4, 4-h'jf;K>^> ), 
2-7acn;i/7V-2 f 4 -i?*^;v-4 5>A unri h y ;w 2, 2' 
-T s /tfx (2 -^^;b^n/\°» &£<z>7!/3RIW*&3ff, ^f;i/xf;^h> 

*>f Kfc£©>r h^-tfdMM' KJB, 1, 1 ' - tf* ( t -^;w\°-:tf-* 

$/ )-3, 3, 5 - hV trjiytu^y-y, 1, 1 -tf* 

*/ )i/^n^\^if>, 2, 2-tf* (t -zf^frn—x^v} zr$yt£E<Drt- 
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®/W FD^-^f>f F£, J?-t-^A-tWR t 
5;wvt^t>f K, s?f^^-*WK, 2, s-P*?-fr-2, 5-2? 

(t _^ ;w t~^-^2/) /v^riJ-^. a, a' - tf ^ ( t - y^;WN 0 -*3f W 

K, y-r;wN o -pr=3pit-f F> -f ;i/A-#3fiM F, 7>?n 

>f^-^WK, 3, 5, 5- fiJjlfM^f/W-tW ^ 

>y>f/wt-:r3MM' F, m- h/i^-f^/i-^if-f F&H^y^wi-^- 

Fffi, 2?-f V^ , n^;VA°-^-^2'2?7Ej-^^- K 2?-2-x?\JW\* 
2/^/1-^-^2/2?*-^*- K 2?- n -yn fcf;i/^-^-^P 2/2?* — **— K 

^_ 2 - 3ih#$/x^;^-?r^s/*-^*- 2?* h*2/>f y^nfcr;wi 

-*-*S/2?#->K*-K 2? (3-*.^;i/-3-* h^2/^;i/) A"-^^2/* 
-tf*- bJfeifCDA-^-^2/2?*-^*- bS, T^7-)VisVW\*i/;i*Jl 
3fcx;wl-#^i*"-f Ffc£©*;i/*— /l'-*-*"*'^ FS, t -^/b^-* 

^tf*;x^f k v v%^"rts J ni-r k t -y^;wi-^=¥2/ 

-t^M>^>f t -^/b-rc-tf-dp-W y^ntr^/*-**- K 2?- 
t -y^-;v2?A°->r^r2/>f I/ — h3&4fCD/^— ^^S/^x^/i/JH^&^^w 

looiMSity 0; 0 i~i ofC*g|sdgJB£*iSo 

[0 0 14] 
[0 0 15] 
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U M^f 7 9 V JlWtfr 9f-jy> 79 V KB. i/PU^S/fr. 79 V frW.^ 
ttHrVfrM^W)]/. *9 9VKMXt7V)1, * 9 9 V 9 V\*c$/fr 

, *9 9 u;i/^^>^;k ^^^u;u^^;v7U;i/> ^^^'JMIfh7tKn 

, *9 9 V JVMP*^Jb7S. /ifM^fMffl^^ U;Hx^fM, 
vi^>^:/^;k ^v^ym*J3r9^)h, y^-^mv-f^-^, 

;K 79 V JV7^ K> j*#?U;i/7^F, N-tiT^y^T^F, N-«g|* 

it, ^mm^-frmAfaM. 79 v ;vm^ : r^M, *99 v ;vix7f;n, 

7?-^i^7;^M^f;H, t^uuxmuk t^u^t^f, 

[0016] 

niTK^^^^^^^^tfSI (B) 0X5K3f^*&, 1 0 0 0-3 0 0 0 
0g/mAtf%-& b<. 1 5 0 0~ 1 5 0 0 Og/^i^J: bV^- 1 

ooo s y^mmm<om^ ^±«©®^e>^^b<^<> 30000 g/^t* 
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xaK*2/a6**^^l/>*»llB (B) 3 5-9 9. 

5li%^*b<, 3£KIte5 0~9 0«S%#«fcy#*bV^ . 
#3 5«*%5MR©»&, SEttaKyx^/i/SMtfilB (C) ©SRSggc^tt (J£& C 
0 0 0 2]#i) ^W^Srh^SfcfclfiK&K xjK**/ 
*£#**l/>**ilB (B) ©R^dfr^* (Mn) 1 0 0 0-3 0 0 0 0 
jW* b < > JSJC tt 3 0 0 0 ~ 2 5 0 0 0 »J b V\, SPP*^^* (M n 
) # l 0 0 0 6<*y. I^7t^M4©iSt*fib<«: 
<, 3 00 0 0SSASi^ >Kyx^^*»flBi:©«»tt^*ftb, *SMfib 
k< b<&v\, xjK*s/«*^^u>*tflll (b) © 

Tg^<g<j&y, y , 8 o°cj^_h©«-^«'!7^^># 

tt40~70T3-e&5. 
[0 0 17] 

tfyx^JWMHffi (A) fcx#* l^iSMHIB (B) ^&3KV -f 

VS/T*- jtfyx^TWRIBBB (A) ©lirftTfcl?* 1 
;i/?££Sfey, >fvm-bii:CT0. 1—2. st^I^sri:^ 
£b<, HKtto. 2-2. o^;i^:i;^&S3h#--JSi58 : £bv^ o. 
m&ftm~e%>z£.m*7 : Ky h i &(»'ffiT*1&$.L<%i<, 2. 5^;i/^*£ig;i£ 
i:»3Ssn&3Ett>Kyx^^*)ffl (c) *Kui*y>f y 5/7*- htf^; -r-© 
* y b < ftv^ 

[0 0 18] 

(HDD , f h7^f V>^Vi/7^- h^if©fllJK^^>f y^T*~ K 
>f yjfcn>$M VS/T*- b (IPDI), J JltfJl-f-yPJVi/TX-b ( 

nbdi) „ ^mwMvy^=-^^^yp^vi/r%- bfc£©iMtifc5M ys> 

T*-K h y l/S/'SM yS/T*- b (T D I ) , J?7x-Wif>^V^ 

r*-h (mdi) fc£©^#ifc$?-f ys/r*-K *s/y i/>sm ys/r* 
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-h (XDI) Jifc^y^Wl^VJ/y*- h&£?K:J;oTf^£ft&> 
1 iC 2 m <D -f V ^> T * - h » & ^ -t & V >f V ^ T * ~ h tf & 

ft*. aKV^xxi/s/itfy^l/S/jKy-f yS/T*-h 0J*y*y**M 

d i) i^cf>tc3«jBii_h©>f ys/r*- Mfi&^*rrs*u>f ys/r* 



[0 0 19] 

3KUx^^*«ffl| (A) ^xjK^a^X^l/^tfBg (B) 

u-f ys/r*~ h"zm&-&-?&f&<o. jKU xx^;wWBI (a) fcxatf* 5/H-£ 

^X^UV^MtTBI (B) ®^tf*lC^SXjJ<^S/»^X^L/>^Bi (B) 

©Jfc3s&, i~45Ki%^&*z:^^W*b<, jgK:tt3~40jR*%*e&*;ifc 

[0 0 2 0] 

tfV^XTfr&mm (A) X jK 3r I' (B) 

jjN°uxx^;i/^tfsi (a) iix3j<^s/a#*^^ v>m#BM (b) ©pwbi 
<o«^&&— u ioo~2oo°c -eMtu ;gsc^iB£#(z>*tfBi*i 
^K:^u>ryt'r*-b&^ALT^iimi^ > rs^w>stcMv>e)fts 0 n 

[0 0 2 1] 

*«w©3Ee3wyxx^*iiB (c) ®^f^^«»astt, 4o-7o°c*w*b 
* b < * < > 7<rc *m.7L& £fem&i)m4t?2>t~to&% b < & 

[0 0 2 2] 
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(Mw/Mn) 6J^±-e^«>r fc««W*y h*7"fey htt©!nfr&0* b<, 51 

ic#* L<&7j£JLb-e&&„ 

[0 0 2 3] 
[0 0 2 4] 

_tia<5!)h^— m^y^-mmmm. m&m&n (cca 

##8$|©h^- >#-#fBI©*»* b-*— #&C4 0~9 5Ri%Tf*5i 

[0 0 2 5] 

ft (C. I . N o. 50415), T— U yfto- (C. I. No. 5 0 4 
0 5), ijfyntfj JV-ffls- (C. I. No. azoec Blue 3 ) , # 

n-Mxn- (C I. No. l 4 o 9 o) , 9^h9VJ yfju- (C. 

I. No. 77103), K (C. I. No. 2 6 10 

5) , t'JX> htf-f /l/l/^ K# 3 3 0 (C. I. No. 60505), *r J 

y>>fxn- (c. i. No. 47005) , twy^fr-Pu 1 ?^ K (C 

.1. No. 52015), y&Ui/T — y7J]s- (C I. No. 7 4 1 

60) , v^#-f h^U -yarirW- h (C I. No. 42000') , 9 



T3~3 5^fig|k b<&3~2 O^igP, S&JCttM — Uttf^SI&O H 



(C. I. No. 



7 7 2 6 6) , O-X^Otf/I/ (C. I . No 
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4 JV2*<Dmm&1t%mir&£ 1 2liMT«MSft§OAW*b 
<. MS3~9«:i;g|5^&£©;tf*%^®T*3D§o 

[0 0 2 6] 

£tc&y. m&n<nWikUWf&i$ft±&ty>* j^os & jc^«sa i^i J: s 
3f^ui;-h, aKy^v ^y 3-:/fcv*ofc*»*&¥tf*£fc 

#ffi5fc. bTtt, AEROSIL 130, 20 0. 200V. 200 

CF, 2 0 0 FAD, 3 0 0, 3 0 0CF, 3 8 0, R9 7 2. R 9 7 2 V, R 
9 7 2 CF, R9 7 4, R9 7 6, RX2 0 0. R2 0 0. R2 0 2. R805 
, R 8 1 2. R812S, TT6 00, MOX8 0, MO XI 7 0. COK 8 4 

^ifttSS) , CAB-O-SIL L90. LM 13 0. LM 15 0, M 5. P 
TG. MS55. H5, HS5, LM150D. M7D. MS75D. TS72 
0. TS610. TS530 (J^_L. CABOTfrgg) fc£T?&y, 4$JCK*® 

/gg±, #}C 5 0~4 0 0 m 2 / g<Dmm<£> frfr ZWi&ffiWMffl 
h^- msU >^-«flftfi*«l 0 O^SSMC^fbTO. 1-2 0 

[0 0 2 7] 

bf—tt, SISHRIfcUTstfy x^l/>3RfeJ;tJP/*fctt3Ky^nifl/ 



1 2 
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KffihX 0 ~1 0 « A§P T? & S o 
[0 0 2 8] 

[0 0 2 9] 

♦b&^ailft, iHRSfrfcoT, If 8-2 0 /im©*^©^^*^ J» 

[0 0 3 0] 

^'J7tl 



[0 0 3 1] 

£f=., *^jc«ky»&*is h^-ttS^©5felP^ffi. 

[0 0 3 2] 

35 fc, ##§EE© S*©? U-->^#&. HiH M7 7-^7 
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[0 0 3 3] 

imam . 

mcmmm. &%tmiz&*)&nw*Miftmzmm-tz>. mum. &mm<z>mm 

[0 0 3 4] 

^Stt, W-^X-i/3>^DYh^77-f - (GPC) &MV^;£#> 
(Mn) t'^So tmjfett, TpJR©#^«C**i3KUX^l/>«:*fli 

J SHODEX RI-71S 

; KF-G + KF-807L x 3 + KF800D 
mm ; 1. Oml/fi- 
ttf* ; 0 . 2 5 % T H F^?g 
fcfc, mfe<D<gM&l*±m<Z>W%.0iflr~e$f o fcNBS706jKU XT' l/>l<m(Mw=28 
8,000, Mn=137,000, Mw/Mn=2. 11) (DMw/Mn^, 2.11±0.10fcfcS d £&C J: 

[0 0 3 5 ] 

& > T<DMmiZ'&'o Xft-o fee 

O ; 11/tm ^ ^W^if&S ^ 7 fi m 

A ; 7 jet m > foW£$Stt& ^ 5 # m 

13/tm ^ ftjft 5 !^*^ > 1 1 fi m 
X ; 5 # m > 

> 1 3 m m 

[0 0 3 6] 
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T5£*£-&£: 0 f»n-^/©3£*f5*Stt210 mm/sect b, Sfcn -9- 5X5 

mmm*^?* ^x^KMmmnz £ y w$z b & . 

o ; mm^mum ^ n-on 

a ; i 9 or; ^ mm,&Mum > i 7 ox; 

X ;. Mi&feMnm > 1 9 O'C 
[0 0 3 7] 

fe, 4t4K^#». ratE (fi«2 2X3,' *B*fM^5 5%) £b£„ 
O ; t7t»;WiSS ^ 2 4 OX: 

A ; 2 4 OX: > *7t9^41« ^ 2 2 0X3 

X ; 2 2 0"C > t7t*;MS4fifi 

[0 0 3 8] 

ttS^ft'J7» (F95-100) 49gS:^-^-S/ai>f ^-^^f—^O^M-^lt 

•^^'J7^l& (F95-100) 49gS:^-^^-i/3i^*-^^-b— *£303Hg^i^£ 
#]£>r ^ ts MtmzTu - t7f«ISiSic <fc y b & J*Sfftt*Q2 
Sit (Q2/Q1) fr&ffHSf&ffofc. 
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Q 2/Q 1 



0. 



0. 9 > 



Q 2/Q 1 



^ 0.7 



0. 7 > 



Q 2/Q 1 



[0 0 3 9] 

u&mzumi o t:, mmmrn e o %©*«s*#tjc 2 4 ^rams^> 1 5 0 

5:3 {CUT, i^lOIS{M»«:ATiL«. W©15 0^7i/a(OA 

O ; 2 0%J:*;/h^ 
A ; 2 0%£U:3 5 %JS*T 
x ; 3 5%J;y^:^VN 
[0 0 4 0] 

*»WT»ttJK'Ji7r^«flil (A) £LXMT<Dmm*m^fe 0 
[0 0 4 1] 

m±m) 2 4. Omol, ai^L/>^U3-;V (EG) 5 6. Omol, h»Jlf 
U3-;i/ (TEG) 4. Omol, fV7^M (TPA) 8 3. 5mol, £M>mm (Benz 
A) 1 8. 3mol*fri&&y^XZimzmm%:m>ALtei$*> 1 8 0 — 2 4 0°CT 
«H«^b^S|A-l$:#^ 0 M/S£f»©TgW:4 5TCT?*y, 2KBft£ffitt2 
2. OmgKOH/gt'fe'J, »¥^ J flM:2 8 0 0'e*ofe. 
[0 0 4 2] 

mmk- 2 ; atflJtf-^l/KBS 0 0 (S#ft^5£#*±Sg) S28. 5moU 31^ 
l/>^'Ja-ib (EG) §66. 5mol, h V * * U -Jl/^U Ay (TMP) 5. Omo 
1, "rVyjllim (TPA) £9 9moK (Benz A) 2 0. 0 mol £ L fcJgWK 

tt»»A-14:ra«©*a-ei(IHIlA-2S:#&. £jS£Att<Z>TsH: 5 6X3, 7RS£« 

[0 0 4 3] 

flM!A-3 ; Jtfy#-/1/KB3 0 0 (H#-fb^«c5Sl^ttt8) 2 2. OmoU hU* 
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3-U-)l7uA> (TMP) 8. Omol, if (EG) 50. 0 m 

oU h'Jxf 1/>^'J3-;1/ (TEG) 20. Omol, f l/7*M (TPA) 86 
. OmolfcbfcJeMMifcffliA- 1 fcH«|<Z)*«STffll|B- 2 M0£j»(Z> 
Tg&33.6«C> ^Sffitt 5 0. OmgKOH/gfftU, 270 

[0 0 4 4] 

^mMx^trnv^uy^mm (b) fcbT«T<z>*fflg&#v^. 

[0 0 4 5] 

^{C«fcU}&D^bM^T (P»138°C) &C£.^T*?- l/>77.0jKM*fc T * U 
[0 0 4 6] 

ffifl|B-2 ; mMfaMmZ:*^ l/>78.5JR*afc TiTVfrtlLn- 7* Ml.OK 

asp, s/s;/i/***y i/- ho.5K*asi:bfe^ttffifliB- 1 fcH«fc<z>#i£ 

[0 0 4 7] 

«fl|B-3 SXf V>76. O^AgU. 7 * U n - ^f;i/16 . 0 

«fl|B-3S:#fc. S/i5^«JG)Tgtt59TC, »¥i&4HF-*a:7500T*&o&. 
[0 0 4 8] 

i okff/hrcD?«4*e-wai(«|»K:«j|i&b, rreic-eiRttU Hicm^ 

aaitfOffifllffi^JC hU l/>S?>f VS/T*- h (TDI) 2.35t4SP«:#*&bT3S 

17 aSE#20 0 3- 3 0 0 5 9 8 6 
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[0 0 4 9] 

ftfflgC-2 ; _LIB<£> <fc O tC#&tife»HIA- 1 ; 75«*gp, «B|B - 1 ; 25fC* 



1 0kg/hr©«6*T?zl||taij»«|K:«#&b, 175X3 TfattU 3gJC»ME 
*a&#©#fBI»£«lc N U V2/r*- h (TDD 1.8MgP£#M&LTM 

[0 0 5 0] 

<ifflMC-3;±SB(3Dj:e)lC#e>tlfe#fi|A-l ; 55jRSffi. WflBB-1 ; 45«* 
l 0kg/hr©«*Tf— «WII(fl|K:«l&L, 175X3 -eaiKU 3C(caM( 
USI^ODStfflMai^tc h y VZ/VJVt/T* - b (TDI) 1.3KJfcaJS«»bT3S 
K:attbT«H8C-3S:«fc. fffe*lfc*iB©Tga:60.0TCT?»y, Mw/Mn>6^&o 

[0 0 5 1] 

affile- 4 ; ±8a©*5*C#£*xfc«flSA- l ; 100«*« 1 Okg/hr©^*^ 

zn»au*#K:«»u, 175x3 -eaa*u HcaM(aiastf»©*flia#*K:hy u> 

*?4VS/T*-V (TDI) 2.3K*as&«i!!&LTH»C«ij|*bT«fl|C-4«:#fc. # 
e>tlfe»fli©Tgli58.91CT?* U, Mw/Mn>6-e&ofe. 
[0 0 5 2] 

«tffl|C-5;±flB©J:"5K:#'e>tlfe»fliA-l ; 45M*gP, 8MIB-1 ; 55SC4 
»<D«^»&1 Okg/hr©«*^-*iailt«K:«l&L, 175X3 T?»iMfU JSfCMM 
«a£»f»©»IIBa«&*K: h'J U>S?>f VS/T*- h (TDI) l.lJt*W&ttfcbT35 
tcaj*L/T«flgC-5&#fe. »e>*lfc«*fll<OTgtt60.21CT?&y, Mw/Mn>6T*&o 

[0 0 5 3] 

«fl!C-6;±ffi©*SK:#&ftfc#HBA-l ;75jR*aS, *ffl|B-l ; 25jK* 

n&u&m* i okg/hr©aa^— ma«siK:«js&i/, 175x3 -cant u 3€&c«ic 
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